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ABSTRACT: A donor-7m-acceptor strategy is being well exploited in several fields in view
of their robust optical properties. However, the impact of branching in quadrupolar [A-(z-
D),] and octupolar [A-(z-D);] molecules in comparison to parent dipolar (A-z-D)
molecules on the delayed fluorescence and phosphorescence properties is seldom explored.
We have presented herein the distinct and contrasting optical properties of a tridurylborane
core bearing —NH, (1—3) and —NMe, (4—6) donor moieties, wherein the number of
donors is increased systematically. Because of propeller molecular architecture, the donor
and acceptor are weakly coupled, and the frontier molecular orbitals are spatially localized.
All of the compounds show delayed fluorescence under ambient conditions and persistent
phosphorescence at low temperature. Solvent-dependent studies and temperature-
dependent luminescence measurements established that quadrupolar (2 and S§) and
octupolar (3 and 6) compounds underwent symmetry breaking in the excited state.
Curiously, delayed fluorescence and phosphorescence spectra are found to be blue-shifted
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and follow the same trend as the fluorescence upon an increase in the branches. The highest quantum yield was observed for dipolar
compounds. Besides, the phosphorescence lifetime decreases with an increase in the number of branches. These interesting

experimental observations are further supported by quantum-mechanical calculations.

B INTRODUCTION

Harnessing the electronic interactions between the electron
donors and acceptors is of paramount importance in view of
their potential applications in optoelectronics, sensors, and
bioimaging.' ~ Electron delocalization is further manipulated
by increasing the number of donors or acceptors, thereby
generating quadrupolar and octupolar systems. Such com-
pounds find suitable applications in two-photon absorption
and solar cells.""® It has been established that multipolar
compounds show enhanced efficiencies over the parent dipolar
systems. Most of the reported multipolar molecules rely on the
triphenylamine core with different acceptor units.”® The
effects of branching (arm) in the case of quadrupolar [D-(z-
A),] and octupolar [D-(7-A);] molecules on the photophysical
properties are investigated in detail.*"®'"'*" The more
pronounced solvatochromic features of these compounds
were explained on the basis of a charge-delocalized/localized
intramolecular charge-transfer (ICT) process. In nonpolar
solvents, the charge delocalized to all of the arms, whereas in
polar solvents, the charge localized on one of the branches,
pointing to symmetry breaking in the excited state prior to the
emission.””'” The effects of branching on the fluorescence
emission of various types of compounds are well studied;
however, phosphorescence is relatively ill-defined. In recent
times, delayed fluorescence materials have gained rapid
momentum in view of their potential applications in
optoelectronics.” Numerous publications have boosted our
understanding of the thermally activated delayed fluorescence
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(TADF) phenomenon.””"" Still, there is a lot of room to
understand the delayed fluorescence (DF) in molecules with
subtle perturbations in electronic and steric factors, in
particular, the branching effects on the DF.

The outstanding optical properties of the 7-conjugated
boron (B) compounds arise from p,—7* conjugation of the
vacant p orbital on boron with the 7* orbital of the conjugated
7 system.'” Triarylborane (TAB)-containing 7-conjugated
donor—acceptor systems have been effectively used in organic
light-emitting diodes (OLEDs),"> nonlinear optics,"* organic
field-effect transistors,”> fluorescent thermometers,'® sensors,"”
and bioimaging.'® TAB compounds with multidimensional
ICT properties are of particular interest in view of their
promisin% photophysical properties and robust applica-
tions.' '™ Even though the chemistry of TAB-based D—A
systems is well studied and explored in almost all the fields of
materials science and biology, the impact of branching on their
photophysical properties, in particular DF and phosphor-
escence, has seldom been observed.''~"® Most of the reported
TAB-based multipolar [D-(7-A),; n = 1, 2, or 3] compounds
showed a bathochromic shift in the absorption and emission
bands with increasing electron-donating strength of the
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Scheme 1. Synthesis of TDB-Based Molecules 1-6
R, R; R, R3 R, R3
B NaNj;, L-Proline, 91 B i) NaH, THF, 0 °C B
DMSO, 100 °C ii) Mel
R, R R

la. Rj=R,=H; R; =Br
2a.R;=H; R, =R;=Br
3a.R;=R, =R;=Br

1.R;=R,=H; Ry =NH,
2.R,=H;R,=R;=NH,
3.R,=R,=R;=NH,

4.R;=R, =H; R; = NMe,
5.R,=H; R, =R; = NMe,
6.R,=R,=R;=NMe,

substituents.'”~>' However, most of the triphenylamine-based

multipolar [D-(7-A),; n = 1, 2, or 3] systems show a blue shift
in the absorption and emission spectra with increasing
branches/peripheral acceptor units.”" In order to understand
such anomalies as well as the effects of branching on the
absorption, fluorescence and the unexplored DF and
phosphorescence in these multipolar systems with a systematic
increase from 1D to 2D to 3D counterparts will be an
interesting topic to be studied. Owing to the promising and
upcoming applications of TAB in optoelectronics, we have
chosen sterically demanding tridurylborane (TDB) as the
electron acceptor moiety and simple —NH, units as donors
(1-3). In another series (4—6), the —NH, donors were
replaced with —NMe, moieties to further see the effect of
steric and electronic factors on their optical attributes.”** We
found that these compounds exhibit distinct and contrasting
optical properties; in particular, the effects of branching on the
DF and phosphorescence are prominent. Besides, symmetry
breaking in quadrupolar and octupolar compounds is further
confirmed by variable-temperature and time-resolved lumines-
cence measurements apart from regular solvent-dependent
studies. These interesting optical outcomes are discussed in
detail in this Article.

B RESULTS AND DISCUSSION

Synthesis and Characterization. Tris(bromoduryl)-
borane (3a) was synthesized by following the literature
procedure reported by Yamaguchi et al, which involves
selective monolithiation of 1,4-dibromodurene with n-
butyllithium in diethyl ether, followed by quenching with
BF,-OEt,.'® Further, selective mono- or dilithiation of 3a with
n-butyllithium, followed by quenching with water, yielded 1a
and 2a, respectively (Scheme S1). Compounds 1—6 were
prepared according to a recently reported procedure.””” The
synthesis of 1—3 involves the heating of a mixture of sodium
azide, L-proline, copper(I) iodide, and the corresponding p-
bromo(tridurylborane) derivatives la—3a, respectively, at 100
°C in dimethyl sulfoxide (DMSO). Selective para-N,N-
dimethylation of 1—3 using sodium hydride and methyl iodide
quantitatively yielded 4, § and 6, respectively (Scheme 1). All
of the compounds are stable under ambient conditions.
Compounds 1—6 were characterized by NMR ('H, *C, and
1B) and high-resolution mass spectrometry (Figures S1—528).
'"H NMR analysis revealed that compounds 3 and 6 show a
simple NMR spectral pattern indicating higher symmetry,
while compounds 1, 2, 4, and 5 show a complex pattern
pointing to the lower symmetry in a CDCl; solution at 25 °C.
"H NMR spectra of 1, 2, 4, and § were recorded in toluene-dg
at different temperatures between 213 and 323 K (Figure
$29—S32). The rotation barrier around the B—C bond was

estimated from the temperature-dependent 'H NMR reso-
nances of compounds in the region 1.80—2.20 ppm
(corresponding to the —CHj; groups attached to the duryl
moieties). The coalescence temperature (T.) and free energy
of activation (AG)*>** were calculated for 1 (T, = 303 K and
AG = 19 kcal/mol), 2 (T. = 303 K and AG = 18.8 kcal/mol),
4 (T, =303 K and AG = 19.5 kcal/mol), and § (T, = 313 K
and AG = 20.5 kcal/mol). The calculated activation energies of
1,2, 4, and S are in good agreement with the values reported
for D—A systems with TAB as the core.””** Powder X-ray
diffraction analysis revealed that the pristine samples of 1, 2, 4,
and § are amorphous, while 3 and 6 are crystalline in nature
(Figure S33).

Molecular Structures. Single crystals of 3 and 6 suitable
for X-ray diffraction studies were obtained by the slow
evaporation of dichloromethane (DCM) and tetrahydrofuran
(THF) solutions, respectively, under ambient conditions
(Table S1). Multiple attempts for the crystallization of other
compounds under various conditions were unsuccessful.
Compound 3 crystallized in triclinic crystal system with P1
space group and compound 6 in monoclinic crystal system
with C2/c space group. In the crystal structure of 6, the
crystallographic C2 axis coincides with the molecular axis along
the B1—C13 bond. Compounds 3 and 6 adopt a propeller-like
structure in which the boron center possesses a trigonal-planar
geometry, with the sum of the C—B—C angle around boron
being ~360° (Figure 1). The peripheral nitrogen atoms of the
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Figure 1. ORTEP diagrams of the molecular structures of 3 (left) and
6 (right) with thermal ellipsoids drawn at 50% probability. Color
code: carbon, gray; nitrogen, blue; boron, pink. All of the hydrogen
atoms, except that of the —NH, unit in 3, are omitted for clarity. The
asymmetric unit in the crystal of 3 contains one molecule of 3 and a
THF molecule, which is removed for clarity.

amines in both 3 and 6 adopt a pyramidal geometry with sums
of the total bond angle of ~357° and ~351°, respectively.
Replacement of the hydrogen atoms with CH; groups on the
nitrogen atom in 6 induces a little pyramidalization for steric
reasons. The dihedral angle between the B—C2 plane and the
duryl spacer was found to be in the ranges of 47—59° for 3 and
48—52° for 6, indicating a propellerlike arrangement of the
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Figure 2. Absorption (left) and fluorescence emission (right) spectra of 1—6 (solvent = DCM; concentration = 10 yM; A, = 370 nm for 1—3 and

330 nm for 4—6).

three duryl groups. The sterically demanding CH; group on
the nitrogen leads to elongation of the C(duryl)—N bond in 6
(1.432 A) compared to that in 3 (1.389 A). The structural data
are in line with the results reported elsewhere by Yamaguchi et
al."” and Song et al.>* for TDB derivatives.

UV-Vis Absorption and Emission Properties. In the
UV—vis absorption spectra, 1 exhibits two clearly separated
absorption bands at ~321 and ~362 nm, while 2 shows a band
at ~366 nm with an unresolved shoulder peak at ~345 nm,
whereas a broad absorption band with an absorption maximum
at ~362 nm is observed for 3. There are no profound changes
in the energies of absorption maxima. Only an increase in the
molar extinction coefficient (&) values observed upon an
increase in the number of branches in 1-3 reveals their
independent behavior (Table S2). Compounds 4—6 exhibited
a broad absorption band within the region 300—400 nm
(Figure 2). A weak absorption band in the tailing region (360—
375 nm) was observed for 4—6 in addition to major broad
absorption bands at ~325 nm for 4, ~330 nm for §, and ~345
nm for 6. Unlike 1-3, the absorption maxima showed a
bathochromic shift with increasing numbers of donors in the
case of 4—6. Density functional theory (DFT)/time-dependent
DFT (TD-DFT) calculations were carried out to understand
the nature of electronic transitions involved in the UV—vis
absorption features of the compounds, and the major
transitions corresponding to the absorption bands are depicted
in Table S9. The long-wavelength absorption band of 1 at
~362 nm is assigned to the Sy = S; (f = 0.1597; A = 368
nm) transition, while high-energy band at ~321 nm is assigned
to the combined electronic transitions of S, — S,(f = 0.0083;
A, =323 nm) and Sy — S; (f=0.0121; A, = 324 nm). For 2,
the absorption band at ~366 nm is attributed to the Sy — S;(f
=0.1832; A, = 373 nm) electronic transition and the shoulder
band at 345 nm closely matches the S, — S, (f= 0.0968; A, =
354 nm) electronic transition. The broad absorption band for
3 around ~362 nm is ascribed to the combined electronic
transitions of Sp —> S; (f=0.1834; 4, = 373 nm) and S, — S,
(f=0.2016; 1., = 362 nm). In the case of 4—6, the unresolved
band in the tailing region of major absorption bands were
attributed to Sy — S; (f = 0.0548; A, = 369 nm) in the case of
4, S, > S; (f = 0.0895; Ay =374 nm) and S, — S, (f =
0.0217; A, = 368 nm) in the case of 5, and Sy — S, (f =
0.0912; A,y = 377 nm) and Sy — S, (f = 0.0787; A, = 373
nm) in the case of 6. The broad absorption bands in the high-
energy region were assigned to electronic transitions such as S
— S, (f=0.0122; 1, =334 nm) and S, — S; (f=0.0109; A,
=332 nm) for 4 and S, — S; (f = 0.0097; A, = 336 nm) and
So — S4 (f=0.0140; A, = 336 nm) for 5, whereas that in the

case of 6 corresponds to the S, — S, (f = 0.0114; A, = 339
nm) transition. The calculated highest occupied molecular
orbital (HOMO)—lowest unoccupied molecular orbital
(LUMO) energy gap followed the same trend as that observed
in the experimental UV—vis absorption spectra (vide infra).
Yamaguchi and co-workers observed a bathochromic shift in
absorption and fluorescence emission with increasing number
of donors in a series of tris(phenylethynylduryl)borane
derivatives, which was explained by the extent of =
conjugation.'” Later in 2006, Lambert et al. compared the
optical and electrochemical properties of mono- and tris-
(carbazole)-substituted TABs. Charge-transfer (CT) absorp-
tion and fluorescence emission of the compounds showed a
bathochromic shift with increasing number of carbazole units,
attributed to the electronic coupling between the subchromo-
phores of the trimer. Further, the absorption and fluorescence
emission spectra showed negative and positive solvatochrom-
ism, respectively.”” On the basis of these literature reports and
our experimental observations, we tentatively concluded that
the bathochromic shift observed in 4—6 with increasing donor
units can be attributed to the exciton coupling between the
branches.

Solvent-dependent absorption properties of 1—6 were
investigated to understand the effect of branching in the
ground state by varying the solvent dielectrics (Figure S34 and
Table S2). The absorption bands of compounds were sensitive
to the changes in solvent polarity, indicating that they originate
from the CT transition arising from amine to the boryl unit.
For 1-3, the solvatochromic features of CT absorption bands
were more profound compared to those of 4—6. Apparently,
there seems to be symmetry breaking for quadrupolar (2) and
octupolar (3) compounds in the ground state. Very weak
intramolecular D—A interactions in 4—6 in the ground state
are indicated by their negligible dependence of absorption
features upon variation of the solvent polarity.

It is well-known that the —NH, unit is a weaker electron
donor than the —NMe, unit; hence, one should expect more
bathochromic shift for the absorption bands of 4—6 than those
of 1—3. Surprisingly, the CT absorption bands of 1—3 showed
a bathochromic shift compared to those of 4—6 probably
because of the imposed steric repulsions between the methyl
groups on nitrogen and the duryl rings in 4—6, which further
reduce the electronic coupling between the amines and boron.
These results clearly show that not only electronic features but
also steric factors are playing a role in controlling their optical
properties.”” These observations are in line with the calculated
ground-state dipole moments of 1—6 (Table S3).
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Figure 3. Temperature-dependent emission spectra of compounds (a) 1 and (b) 4 (solvent = MTHF; concentration = 10 uM; 4., = 370 nm for 1

and 330 nm for 4).

Unlike absorption spectra, a structureless broad emission
band was observed for 1—6 in a DCM solution upon excitation
at their corresponding absorption maxima, which could be
attributed to the emission stem from a CT state (Figure 2).
With increasing number of donors on the TDB core, a
hypsochromic shift in the fluorescence emission spectra was
observed in both the —NH, (1—3) and —NMe, (4—6) series.
Compounds with —NMe, substituents (4—6) showed a red-
shifted emission compared to their corresponding —NH,
derivatives (1—3, respectively), opposite to the trend observed
in their UV—vis absorption spectra. Compounds 4—6 showed
higher Stokes shifts compared to their corresponding N-
unsubstituted 1—3 analogues. A gradual decrease in the Stokes
shift was also observed with increasing number of branches in
both 1-3 and 4—6. The hypsochromic shift with increasing
number of branches due to the repulsive dipole—dipole
interactions between branches results in a slight increase of
the S, — S, energy gap. Compounds 1—6 showed positive
solvatofluorochromism with increasing solvent dielectric
parameter (Figure S35 and Table S2). The strong solvent-
dependent characteristics of 2, 3, 5, and 6 clearly indicate
symmetry breaking in the excited state for quadrupolar and
octupolar compounds, giving rise to a dipolar state. The
formation of the dipolar CT state is confirmed by the large
Stokes shifts and higher exited-state dipole moments compared
to that of the ground state (Table S3). To obtain a further
understanding of the emissive states, time-resolved fluores-
cence measurements were carried out in nonpolar (hexane),
medium-polar (DCM), and high-polar (DMSO) solvents. The
fluorescence lifetime is found to increase with increasing
solvent polarity, further confirming that the emissive state
possesses CT characteristics (Table S4).

Compounds are brightly emissive in the solid state (Figure
$36). Notably, with increasing number of branches, a
significant hypsochromic shift was observed in the solid state
for both —NH, and —NMe, derivatives. Very recently, Yang et
al. incorporated mono-, di-, and tris(phenoxazine) (PXZ)
donor units into TDB and then exploited them for OLED
applications. They observed a red shift in the emission and an
increase in the luminescence quantum yield upon an increase
in the number of donors in the thin-film state owing to the
increased electronic delocalization among the branches.”!
Compounds 1—6 showed red-shifted fluorescence emission
compared to their respective emission in hexane solutions,
which can be attributed to the effect of intermolecular

interactions in the solid state. The absolute solid-state
quantum efficiencies of 1—6 are found to be 28%, 10%, 8%,
29%, 19%, and 10%, respectively, which shows that the
increase of branches elevates the nonradiative decay channels.
The above inference was further supported by the gradual
increase in the magnitude of nonradiative decay rate constants
with increasing number of branches in both the 1-3 and 4—6
series (Table SS).

Temperature-Dependent Luminescence. In order to
further confirm the symmetry breaking at the excited state and
the formation of the dipolar charge-transfer state, we carried
out temperature-dependent (298—77 K) steady-state lumines-
cence measurements for 1—6 in a 2-methyltetrahydrofuran
(MTHE) solution (Figures 3 and S37 and 38) because the
charge-transfer state is sensitive to the environment.
Compound 1 showed a structureless broad emission band
(fwhm = ~96 nm) at ~520 nm in a MTHF solution at 298 K
(Aex = 370 nm). As the temperature decreased from 298 to 140
K, a gradual red shift of ~32 nm was observed. This can be
attributed to an increase in the solvent dielectric constant and
thus stabilization of the CT state. Cooling to the glass
transition temperature of MTHF (~9S5 K) resulted in a blue
shift of the emission, ascribed to the slight increase of the
solvent relaxation time.”>”® A further cooling (<95 K) showed
a pronounced blue-shifted emission (4., = 462 nm), and no
significant changes in the emission spectra could be seen even
after cooling to 77 K. Notably, the emission (4., = 462 nm) at
77 K is comparable to the emissions in the nonpolar toluene
solvent (., = 467 nm) and solid state (4., = 470 nm). This is
due to the fact that the fluorescence time scales are much faster
than the solvent relaxation times in the nonpolar frozen glassy
matrix of MTHE below 95 K.***° Interestingly, we could see a
broad emission band (fwhm = ~65 nm) even at 77 K,
indicating CT characteristics of the emissive state in the frozen
nonpolar matrix.

Under similar experimental conditions, the temperature-
dependent luminescence spectral features of 2—6 are the same
as that of 1, except in the frozen matrix (Figures 3 and S37 and
S$38). Below 95 K, three emission peaks were observed for 2
and 3, while there were two emission bands for § and 6 in
MTHF, which are attributed to the combination of
fluorescence and phosphorescence emissions in the steady
state (Figure S37). For compounds 2 and 3, the phosphor-
escence spectra appear to be slightly vibronic in structure with
an average spacing of ca. 1200 cm™; similar kinds of spectral
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Figure 5. Phosphorescence spectra of compounds (a) 1—3 and (b) 4—6 at 77 K in the solid state (1., = 370 nm for 1 and 330 nm for 4).

features were also observed by Marder et al. for [4-(tert-
butyl)phenyl]bis(fluoromesityl)borane below 95 K in
MTHE.*® The temperature-dependent luminescence measure-
ments undoubtedly revealed that the dipolar nature of the
excited states of quadrupolar (2 and §) and octupolar (3 and
6) compounds support symmetry breaking at the excited state.

Both steady-state and time-resolved emission measurements
were carried out at 298 and 77 K to probe their fluorescence,
phosphorescence, and DF characteristics in both solution and
thin-film states for all compounds (Figures 4 and S39 and
Table S6). In the case of compound 1, the emission is located
at ~462 nm with a lifetime (7) of ~13.4 ns can be ascribed to
fluorescence (prompt fluorescence) at 77 K. The correspond-
ing delayed component was around ~503 nm with 7 =
~957.74 ms; such a red-shifted and long-lived emission
compared to prompt fluorescence could be phosphorescence.
At 298 K, the prompt (7 = ~12.86 ns) and delayed (7 = ~5.14
us) emission spectra were the same with maxima around ~520
nm. Compounds 2—6 also showed similar kinds of emission
feature at 298 and 77 K. Notably, a gradual increase in the
emission intensity can be noted when the temperature
increases from 250 to 298 K in compounds 4—6 (Flgure
S$40), presumably due to the contribution of DF.’ The
calculated singlet and triplet splitting energy (AEgr;
determined from the peak position) values lie in the range of
0.15—0.29 eV, indicating that TADF might be in operation,
thus the increase in the emission intensity with an increase in
the temperature for compounds 4—6; however, for 1-3, a
decrease in the emission intensity can be noted even when the

AEgy values were in the range 0.21—0.27 eV, pointing to the
elevation of the nonradiative channels with increasing
temperature (Figure S40 and Table S8).”' The phosphor-
escence lifetime decreases with increasing number of branches
at 77 K (Table S6). For instance, compound 1 (7 = ~957.74
ms) showed a longer-lived lifetime than 2 (7 = ~666.24 ms)
and 3 (t = ~494.45 ms). A similar observation was noted for 4
(r=928.00 ms), 5 (r = 795.23 ms), and 6 (7 = 665.50 ms) as
well. Involvement of triplets in DF is further supported by the
decrease of DF under oxygen-aerated MTHF solutions (Figure
s41).

Further, the prompt and delayed emission spectra and decay
profiles were collected at 298 and 77 K in the thin-film state
(Figures S42 and S43 and Table S7). In the case of 1, prompt
fluorescence was observed at 478 nm (7 = 8.07 ns), while
phosphorescence was located at 517 nm (7 = 329.33 ms) at 77
K. Compounds 2—6 also showed phosphorescence character-
istics with millisecond lifetime at 77 K. Further, to confirm the
phosphorescence emission characteristics, time-resolved decay
profiles of 4 at different temperatures were collected as
representative examples. An increase in the excited-state
lifetime upon decreasing temperature further supports the
phosphorescence nature of the emission (Figure S43). It is
worth mentioning that phosphorescence of TABs at 77 K with
different lifetimes was reported 1ndependently by Marder et

al,*® Yamguchi et al,”” Wagner et al,”® and Wang et al.”’
Remarkably, the phosphorescence spectra, like fluorescence,
are blue-shifted with increasing number of branches (Figure
5). Compounds also showed DF with microsecond lifetime at
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Figure 6. Frontier molecular orbitals (HOMO and LUMO) and their associated energies for compounds 1—6 (energies are not up to the scale).

298 K in the solid state and followed the same trend as that of
phosphorescence and fluorescence, i.e., hypsochromic shift
with increasing number of branches in the series 1—3 and 4—6
(Figure S42). The involvement of triplet states in the emission
features of the compounds was confirmed by measuring the
delayed emission and delayed emission decay profiles under an
oxygen atmosphere at 298 K. Compounds 1—6 showed a
significant quenching of the luminescence intensity and
excited-state lifetime in the presence of oxygen (Figures S45
and S46). Further, a decrease in the emission quantum yields
(from 28% to 25% for 1, from 10% to 9% for 2, from 8% to 6%
for 3, from 29% to 27% for 4, from 19% to 16% for S, and from
10% to 7% for 6) was observed in the presence of oxygen.
Upon an increase in the donor strength from —NH, to
—NMe,, the triplet energy levels did not perturb much;
however, the singlet energy levels were significantly destabi-
lized and showed blue-shifted fluorescence at 77 K (Figures S
and S47 and Table S8).

Theoretical Modeling. To further obtain insight into the
electronic structure and photophysical properties, theoretical
calculations were performed using a DFT/B3LYP/6-31G(d)
approach.”” Vertical transition energies were estimated on
ground-state-optimized geometries using the TD-DFT meth-
odology (Table S9). The molecular orbital coefficients of the
HOMOs for 1—3 reside on the NH, units with large
contribution from the amine-attached duryl moieties (Figure
6). The HOMO level is slightly destabilized with increasing
number of donors. The orbital coefficients of the LUMOs for
1-3 are delocalized over the entire molecule, with significantly
large contribution from the boron atom. Notably, the LUMO
level was destabilized with an increment of ~0.17 eV per each
amine incorporation; however, no such type of trend was
observed for the HOMO levels for compounds 1—3. On the
other hand, the frontier molecular orbital distribution patterns
in 4—6 are different. For 4 and S, the HOMOs are localized on
the amine units with a slight contribution from the duryl
moieties attached to amines. In contrast, the HOMO is
exclusively localized on one of the NMe, groups, with some
contribution from its attached duryl ring; there is a minor
contribution from the other NMe, groups in 6. The LUMOs
are delocalized over the entire molecule except on the amines.
The increase in the number of donors has a negligible effect on
the LUMO energy levels. The extent of frontier molecular
orbital destabilization in 4—6 is less compared to that in 1-3
with increasing donors. The energy gap in 4—6 is slightly lower

than that in 1-3, which is in good agreement with the
experimental observations.

Remarkably, the LUMO level for 4—6 is more stabilized
than that of the 1—3 series, indicating the stronger electron-
accepting properties of boron as a result of weak/negligible
electronic interaction between the amine and boron in the
ground state, which is well illustrated by their insignificant
absorption solvatochromic characteristics. The estimated
difference in vertical transition energies between the singlet
(S;) and triplet (T;) excited states is in the range of 0.3—0.6
eV, supporting the trend of AEgr determined from the
experiments (Tables S8 and S9).

B CONCLUSIONS

In conclusion, the design, synthesis, and intriguing optical
properties of a series of TDB-based dipolar (1 and 4),
quadrupolar (2 and §), and octupolar (3 and 6) compounds
were reported. The degree of CT and energy of the CT states
were fine-tuned by systematically varying the number and
strength of the donors as well as the symmetry of the molecular
systems. Because of the propeller molecular architecture, the
donor and acceptor are weakly coupled, and the frontier
molecular orbitals are specially localized. These arrangements
lowered the energy gap between the S; and T excited states
and facilitated reverse intersystem crossing in compounds 1—6.
Thus, all of the compounds show DF under ambient
conditions and persistent phosphorescence at low temperature.
The DF and phosphorescence emissions were gradually blue-
shifted with an increase in the number of donor branches. The
detailed optical and computational studies on these com-
pounds established that symmetry breaking in the excited state
is responsible for the observed intriguing optical properties. Of
all of the compounds, the dipolar molecules 1 and 4 exhibited
the highest solid-state quantum yields. To the best of our
knowledge, these are the simplest boron-based donor—
acceptor molecules showing DF and persistent phosphor-
escence.
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